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fore, milling had no effect on desorption behavior of contami-
nants, as the diffusion length will not be affected. In our opinion,
both the particle size and spatial configuration of organic matter
are rate determining parameters of the desorption process.
Conclusions. Flood events will result in an increase of desorp-
tion rate of POPs from sediments to the surrounding water. HRT
and particle size determine the concentration gradient and,
thereby, the desorption rate. Furthermore, the diffusion length
will be smaller when sediment particles are suspended and more
water is present to decrease the aqueous concentration. We con-
clude that non-stationary diffusion within organic matter is the
main process of mass transfer. The combination of simulated
in-situ measurements of desorption from sediments with generic
measurable parameters like flow rate and particle size distribu-
tion results in a quantitative measurable flux of contaminants,
which resembles the in-situ (bio)availability as the result of dy-
namic processes in the sediment/water system.
Recommendations and Perspectives. The results obtained pro-
vided a sound basis for mechanistic modeling of POP mass trans-
fer from sediment to water. The modeling results will be pre-
sented in a separate paper. Besides the HRT, also mixing con-
ditions can be changed to assess the desorption from sediment
layers. The possibility to combine flow rate and mixing inten-
sity enables the study of the effect of hydraulically different river
systems on desorption of contaminants. In a long term perspec-
tive we foresee a link with hydrology and sediment transport
with desorption in water bodies.
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Abstract
Background, Aim and Scope. With the predicted climate change,
it is expected that the chances of flooding may increase. During
flood events, sediments will resuspend and when the sediments
are polluted, contaminants can be transferred to the surround-
ing water. Mass transfer of organic compounds like Persistent
Organic Pollutants (POPs) from soils and sediments to the sur-
rounding aqueous phase are essential regarding fate and trans-
port of these chemicals in the aqueous environment. The distri-
bution of POPs between sorbed and aqueous phases and the
time needed to obtain equilibrium are required to calculate the
exposure to potential receptors. A reactor was designed in which
the water flow is controlled and low POP concentrations could
be measured by tenax extraction outside the reactor vessel. This
reactor design named SPEED (Solid Phase Extraction with Ex-
ternal Desorption) was used to study desorption from aged con-
taminated sediment in relation to sediment particle size.
Materials and Methods. In the newly developed SPEED (Solid
Phase Extraction with External Desorption) reactor, the water
flow rate was set and controlled, and low aqueous POP concen-
trations were measured by sorption to Tenax® outside the reac-
tion vessel. The effect of particle size on desorption rate was stud-
ied using a widely used Tenax® solid phase extraction method.
Results. The experiments, by specific measurement of the aque-
ous dieldrin concentration at different HRT, show that desorp-
tion of dieldrin in time is faster when short HRTs were applied.
However, the mass of dieldrin desorbed per liter refreshed wa-
ter is higher for longer HRTs. Therefore, the mass transfer of
dieldrin within the sediment particles is the rate determining
process in contaminant desorption. This observation was con-
firmed by Tenax® solid phase extractions which were applied
for different particle size fractions. Desorption rates of POPs
from the sediment fraction with small particles were faster than
desorption rates from the sediment fraction with large particles.
Organic matter was present as separate particles in the sedi-
ment sample. All experiments demonstrated biphasic desorp-
tion. The fluxes calculated for both phases are supportive of
non-stationary diffusion as the main process of mass transfer.
Discussion. In the literature, the relation between particle size
and desorption of organic contaminants from soils and sediments
is contradictory. Most often this seems to be due to overlooking
the spatial configuration of organic matter in the soils and sedi-
ments. In several papers the presence of organic matter as a thin
coating around mineral particles has been overlooked. There-
Introduction
With the predicted climate change, it is expected that the
chances of flooding increase. During flood events, sediments
will resuspend and, when the sediments are polluted, con-
taminants can be transferred to the surrounding water [1,
2]. Mass transfer of organic compounds, like Persistent Or-
ganic Pollutants (POPs) from soils and sediments to the sur-
rounding aqueous phase, are essential regarding fate and
transport of these chemicals in the aqueous environment.
Equilibrium and kinetics are two different aspects in con-
taminant behavior in the environment, but it is practically
very difficult to make a distinction between them [3,4].
The equilibrium distribution of hydrophobic pollutants be-
tween natural soils or sediments and an aqueous phase has
been the subject of many studies since the 1960s [5–8]. Sorp-
tion equilibriums are often described mathematically by lin-
ear isotherms that define contaminant concentration in the
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sorbed phase as function of the concentration in the aque-
ous phase [6,7]. This concept has been challenged by ex-
perimental isotherm data showing non-linear relations be-
tween aqueous and sorbed concentrations, and sorption
hysterisis. Di Toro [9] was one of the first authors to show
non-linear sorption and a fraction that was recalcitrant to
desorption. He proposed a two compartment model, one
compartment defined by a linear isotherm, and one com-
partment defined by a non-linear isotherm. This approach
has been used since by many authors using non-linear iso-
therms like Freundlich, Langmuir, and Polanyi [10–14]. Al-
though experimental data can be mathematically described
very well using these types of non-linear models, there is no
concise understanding of the mechanism of non-linear sorp-
tion as stated in a thorough review by Hinz [14]. At present
many authors [10–12,15] attribute the non-linear isotherms
of especially planar contaminants to the adsorption onto
black carbon or other condensed moieties in soil organic
matter (SOM) and pore filling phenomena.
Mass transfer kinetics of contaminants in soils and sediments
were modeled by many research groups using a variety of
mass transfer models [16]. Generally, the models use one or
more parameters to define a concentration gradient and a
parameter to define a mass transfer rate constant. A model
often used nowadays is a two or three compartment, 1st or-
der kinetic model where the compartments describe a fast
and one or two slow desorbing fractions [17]. Although many
types of models are able to fit experimental data, only mecha-
nistic models, like physical/diffusion models, provide insights
to understand the mass transfer of POPs in the sediment/
water system and make it possible to predict the behavior of
a contaminant [18,19]. Application of diffusion models,
however, is hampered by the observation of biphasic behav-
ior, in which a rapid initial decrease in concentration of con-
taminants is followed by a slower decrease during desorp-
tion experiments. The introduction of an instantaneous
equilibrium fraction combined with a radial diffusion model
[20–24], a radial diffusion model with a concentration-de-
pendent diffusion coefficient [25,26], or a statistical distri-
bution of diffusion rates [27] were approaches used to fit
experimental data with model calculations.
The objective of this study was to measure desorption rates
of dieldrin and explore the mechanism of mass transfer from
a field aged sediment suspended in a continuously refreshed
aqueous phase as a function of hydraulic retention time
(HRT) of the aqueous phase and, thereby, simulating a flood
event. For this purpose, a SPEED reactor (Solid Phase Ex-
traction with External Desorption) was developed in which
the HRT and hydrodynamic conditions (mixing intensity)
can be controlled and low concentrations of dieldrin in the
aqueous phase can be quantified.
1 Materials and Methods
Chemicals. Tenax®-TA (20–35 mesh) was purchased at
Buchem b.v. (Apeldoorn, The Netherlands), acetone (p.a.),
hexane (HPLC grade), NaN3 (extra pure), and CaCl2 (dried)
were from Merck (Darmstadt, Germany).
Samples. Sediment samples from Broekpolder (The Nether-
lands) were taken from a depth of 0–0.5 meter below ground
level. The sediment was characterized for particle size dis-
tribution (PSD), soil organic matter content (SOM), and
concentration of dieldrin. SOM and concentrations of di-
eldrin were determined for both the complete sediment and
the different particle size classes. SOM was determined gravi-
metrically by combustion of dried samples for 6h at 550°C.
Particle size fractions were made using Retsch sieves with
mesh sizes of 32, 45, 63, 90, and 125 µm. Based on similarity
of the SOM content of the individual size fractions, we con-
tinued with three particle size fractions: <32, 32–125, and 125–
2000 µm. These three particle size fractions were thoroughly
analyzed using a Beckman Coulter LS 230 laser diffraction
particle size analyzer with Polarization Intensity Differential
of Scattered Light (PIDS). The Fraunhofer theory of light scat-
tering was used to calculate the particle size distribution. Prior
to particle size analysis, sediment samples were dispersed in
demineralized water and thoroughly mixed. The injected slurry
volume was controlled to obtain a total obscuration level of
10±3% and a PIDS obscuration of 50±10% [28].
Pesticide extraction and GC analysis. Samples (1.5–3 g dry
weight sediment or Tenax) were extracted in a microwave
(110°C for 20 min) with a hexane:acetone mixture (30 ml
1:1 v:v). The solution was washed with water (~50 ml) in a
separatory funnel to remove the acetone prior to analysis.
Pesticides were analyzed on a Trace GC with a CP-Sil 8 CB
low-bleed/MS column (50m x 0.25mm x 0.12µm film thick-
ness). Sample injection (1µl) was splitless (5 min) at a tem-
perature of 250ºC. Helium was used as carrier gas at a con-
stant flow (1.0 ml·min–1). The temperature program was
40°C for 4 min, increased at a rate of 10°C/min to 270°C,
and then isothermal for 13 min. The detector, a Polaris Q,
ion trap mass spectrometer (MS) had a constant tempera-
ture of 300°C. Ionization was Electron Impact at 70 eV and
detection was full scan. Calibration was multipoint, using
external standards.
Desorption in SPEED reactor. Desorption kinetics were stud-
ied at a temperature of 20±1°C using the SPEED reactor
depicted in Fig. 1. A modified 500 ml Schott flask (Vreactor)
 
 
Fig. 1: Schematic of SPEED reactor
Desorption of Dieldrin Sediments, Section 1
82 J Soils Sediments 8 (2) 2008
combined with a flat-blade turbine impeller (400 RPM) func-
tioned as continuously stirred tank reactor (CSTR). The
water phase was pumped through 1 or 2 stainless steel low
pressure mobile phase filters (pore size 2 µm, Supelco) and
extracted in a glass column containing a packed bed of 3 grams
Tenax®. After extraction, the water phase was recycled into
the CSTR. A control column installed behind the extraction
column showed that dieldrin was removed completely in the
packed bed (cin = 0 µg/l). The pump (Watson Marlow 502S)
was installed after the Tenax® column to prevent sorption losses
of dieldrin. Tubing and connectors were made from PTFE,
glass, or steel to minimize losses due to sorption. During ex-
periments the flow rate (Qrecycle) was kept constant (set flow
rate ± 20%) and frequently checked manually by use of a
metering glass. When the flow rate decreased more than 20%
of the set flow rate the filters were replaced by clean filters.
Significant flow rate reduction was observed during our first
experiments (HRT 750 min). At predetermined volume in-
tervals the loaded Tenax® column was replaced by a clean
Tenax® column and analyzed for pesticides.
Desorption rates were studied for 4 different HRTs ranging
from 10 to 750 min. The HRT was calculated as Vreactor/
Qrecycle. Experiments were performed in duplicate using sepa-
rate runs. At the start of each experiment approximately
10 grams (dry weight) of sediment was added to 500 ml
0.01 M CaCl2 solution containing 10 mg NaN3 to prevent
biological activity. In the experiment with set HRT of 10 min
the amount of sediment sample and the volume of the reac-
tor were reduced by a factor 4 to overcome clogging of the
filters. In the experiment with set HRT of 750 min approxi-
mately 20 grams of sediment (dry weight) was used. The
contaminants in the slurry were equilibrated for at least 24
hours before starting the experiment. After each experiment
dry matter, organic matter, and dieldrin concentration of
the solid fraction were determined.
Aqueous concentrations of dieldrin were calculated using
the amount of dieldrin extracted and analyzed, the averaged
flow rate and the duration of the extraction step. The initial
sediment concentrations of dieldrin were calculated by sum-
mation of the extracted amounts of dieldrin per extraction
step and the residual dieldrin concentration at the end of the
experiment. For recovery control, the total concentration of
the original sample was analyzed.
Tenax® Solid phase extraction (SPE). Desorption rates of
samples with different particle size distributions were stud-
ied using a modified Tenax® SPE method [29, 30]. In short:
a mixture of wet sediment (2.0 g dry weight), NaN3 (20 mg),
40 ml CaCl2 solution (0.01 M), and Tenax® (1.5 g) was
shaken at a temperature of 20±1°C in a separatory funnel
(150 SPM). Nine extraction steps were performed, each at a
predetermined time interval ranging from 1 to 20 hours.
After each extraction step, the sediment slurry and loaded
Tenax® beads were separated and fresh Tenax® was added.
At the end of the experiment, the sediment slurry was cen-
trifuged to reduce the water content of the solid sediment
fraction. Loaded Tenax® beads and the remaining solid sedi-
ment fraction were then extracted and analyzed as described
before. Experiments were performed in triplicate.
2 Results and Discussion
Sediment characteristics. Based on the organic matter con-
tent of 6 particle size classes (data not shown), three distinc-
tive fractions were identified: <32 µm (OM 14.6%, dieldrin
6.1 mg·kg–1), 32–125 µm (OM 6.1%, dieldrin 3.6 mg·kg–1),
and 125–2000 µm (OM 30.5%, dieldrin 13.3 mg·kg–1). The
particle size distributions of each fraction, analyzed by laser
scattering, are depicted in Fig. 2. Sieving did not lead to a
sharp cut off at the lower diameter. In each fraction, ap-
proximately 30% by volume of the particles were smaller
than the lower limit of the particle size classes. During frac-
tionating by sieving the small particles could have formed
aggregates or were attached to larger particles. The upper
limit of all particle size classes was only exceeded by ap-
proximately 5% of the particles volume, probably due to
non-spherical particles. For the SPEED reactor experiments,
the particle size fraction 32–125 µm was used which had a
SOM content of 6.1 % ± 0.9. In this particle size fraction,
two distinct particle size peaks were observed by laser dif-
fraction analysis, one peak at 10 µm and one peak at 84 µm.
The areas of these peaks were integrated and the cumulative
volumes were 27% and 73% for the peaks at 10 and 84 µm,
respectively. We choose this particle size fraction because
the fraction 125–2000 µm was heterogeneous regarding
SOM content and dieldrin concentration. The particles of
the fraction <32 µm are expected to reach instant equilib-
rium with the aqueous phase, limiting the possibility to study
mass transfer kinetics. This fraction also leads to clogging
of the filters.
SPEED reactor experiments. The experimental conditions
regarding average flow rates, measured HRT, sample sizes,
and initial sediment concentrations of dieldrin (S0), are pre-
sented in Table 1.
Normalized concentrations of dieldrin in the aqueous phase
and the fraction of dieldrin that is extracted in time are de-
picted in Fig. 3A. Concentrations were normalized because
small variations in total dieldrin concentrations (S0) obscured
the extraction profiles of the various experiments. Differ-
ences between duplicates of each experiment were caused
by differences in actual flow rates and, thus, the amount of
fresh water that was available during each extraction step.
HRT clearly effected the aqueous concentration in time and
Fig. 2: Particle size distribution of three particle size fractions by laser
diffraction. ∆ Volume is the amount of volume related to a discrete particle
size range
Sediments, Section 1 Desorption of Dieldrin
J Soils Sediments 8 (2) 2008 83
the desorption rate. A small HRT maintained the highest
concentration gradient between dieldrin sorbed to the sedi-
ment phase and dieldrin dissolved in the water phase, and
therefore gives the highest extraction rate. At the smallest
HRT (10 min.) half of the dieldrin was extracted within one
day of operation, whereas less than 10% was extracted in
the same time at the largest HRT (750 min.). For compari-
son, also results from a Tenax® solid phase extraction are
included in the graph. The Tenax® solid phase extraction is
in fact equivalent to a SPEED experiment with a very small
HRT. The results are nicely in line with the SPEED experi-
ments and provide an upper limit of desorption rate. To study
desorption at more realistic, field-like conditions, however,
requires more freedom to change parameters like mixing
conditions and water refreshment, which can be set and con-
trolled with the SPEED reactor.
Not only time but also the amount of water available for
extraction affects the extent of desorption, especially during
a flood event. In Fig. 3B, the results of the same SPEED
experiments are presented, but recalculated as a function of
liquid to solids ratio (L/S). The decrease of dieldrin concen-
tration for the different experiments are about equal and
seem to be independent of HRT. The amount of dieldrin
extracted per volume of water (L/S), however, decreases at
lower HRT. A high HRT provides more time for desorption
per volume of water and, thus, enhances extraction efficiency.
No results of Tenax® solid phase extraction were included
as we did not specifically measure the partition constant of
dieldrin between Tenax and water (Ktenax).
At the start of all experiments, the sediment samples and
aqueous phase composition were similar. As a result, also
the amount of dieldrin on or near the sediment/water inter-
face was equal. As we observed large differences of desorp-
tion rates with different HRT, we conclude that the concen-
tration gradient plays a major role in desorption and mass
transfer is kinetically hindered within the sediment particles.
Tenax® solid phase extraction. Sediment concentrations of
dieldrin (St/S0) are presented in Fig. 4 as a function of time
for three particle size classes. The slope of each profile in
time represents the desorption rate. Desorption rates are
higher for smaller particle sizes. The effect of particle size
on desorption rate is supportive to the observation that de-
Dieldrin S0 
[mg·kg–1d.m.] 
Sample size 
[g d.m.] 
Measured HRT 
[min] 
Reactor volume 
[ml] 
Average flow rate 
[ml·min–1] a 
Set HRT [min] 
3.89 2.45 10.96 125 11.4 10 
3.36 1.73 9.66 125 12.9  
4.09 10.56 24.81 500 20.15 25 
4.17 11.02 24.81 500 20.15  
3.11 11.21 94.16 500 5.31 75 
3.42 10.00 66.31 500 7.54  
3.45 20.01 735.29 500 0.68 750 
3.04 20.03 746.27 500 0.67  
a
 Flow rates were controlled within a boundary of ± 20%, except for set HRT 750 where the flow rate decreased continuously 
 
Table 1: Experimental conditions of SPEED experiments
Fig. 3: Dieldrin concentration in aqueous phase (dotted lines) and fraction extracted (solid lines) as function of time (A) and liquid to solid ratio (B). The set
HRTs (duplicates) are:  and  = 10 min,  and  = 25 min,  and  = 75 min, % and % = 750 min, and X = Tenax SPE
Fig. 4: Normalized sorbed concentration of dieldrin as a function of time of
three particle size fractions.  32 µm, %  – 125 µm, and  125–2000
µm. Error bars are the standard deviation (n=3)
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sorption rates are determined by mass transfer rates within
the sediment particles. The relation between particle size
and desorption of organic contaminants from soils and sedi-
ments in literature is contradictory. In a paper often cited to
demonstrate the absence of particle size effects on desorp-
tion kinetics [31], it was shown that milling had no effect on
desorption behavior of contaminants. The presence of or-
ganic matter as a thin coating around mineral particles, how-
ever, was overlooked. Therefore, not only particle size but
also the spatial configuration of organic matter in the soils
and sediments affects desorption kinetics.
Flux based approach. From the SPEED experiments and the
Tenax® solid phase extractions, we concluded that mass
transfer is kinetically hindered within the sediment particles.
To assess the type of hindrance, desorption rates of SPEED
experiments were explored using the flux calculated by Eq. 1:
t
M
A
1J
p
1 ∆
∆⋅= (1)
Where J1 is the average flux of dieldrin per extraction step
(mg·m–2·s–1), Ap is the surface area of the particles (m2), ∆M/∆t is the change of dieldrin mass per extraction step (mg·s–1).
The surface area of the particles was calculated from the
sample size, the density according to a standard value of
2600 kg·m–3, and the particle sizes 10 µm (27%) and 84 µm
(73%). In Fig. 5, a representative plot of flux versus time is
presented for HRT 75 min. Once desorption started, the
flux can be described for the first few hours as J1 ∝ t –½ and,
thereafter, as J1 ∝ t–1 which are the slopes of the solid lines
drawn in the figure. Theoretically, the flux of a single par-
ticle should finally be described by J1 ∝ e–t [32] when non-
stationary diffusion is the main process of mass transfer. We
did not observe this last stage of desorption, possibly be-
cause the particle size distribution obscures the clear, theo-
retical relation between flux and time. The relation J1 ∝ t–1
can then be seen as a transition zone and the effect of time
on the flux (t –½ → t –1) strengthens the idea that our obser-
vations are the result of non-stationary diffusion as the main
process of mass transfer of dieldrin from the sediment to the
aqueous phase. The modeling of SPEED reactor results will
be described in a separate paper.
3 Conclusions
The SPEED reactor enables one to simulate field conditions
and flood events by setting the mixing regime and water
flow rates, to mimic water refreshment and mixing condi-
tions of distinct water bodies like rivers, lakes, and ground-
water. Flood events will result in an increase of desorption
rate of POPs from sediments to the surrounding water be-
cause of vigorous mixing and by providing a large volume
of relatively clean water. HRT and particle size determine
the concentration gradient and, thereby, the desorption rate.
From the results of the SPEED experiments, we concluded
that mass transfer of dieldrin within the sediment particles
is the rate limiting step. The concentration gradient, which
is a function of concentration difference and particle size,
determines the desorption rate. Similar to Tenax® SPE ex-
tractions, a rapid and a slow desorbing phase was observed.
On a flux based approach, the experimental data are sup-
portive of non-stationary diffusion as the main process of
mass transfer. Because of the flexibility of the SPEED sys-
tem, in terms of flow rate adjustment and control, as well as
the possibility to measure aqueous concentrations directly,
it provides a sound basis for mechanistic modeling. The com-
bination of simulated in-situ measurements of desorption
from sediments with generic measurable parameters like flow
rate and particle size distribution results in a quantitative
measurable flux of contaminants which resembles the in-
situ (bio)availability as the result of dynamic processes in
the sediment/water system.
Acknowledgement. This research was funded as part of the EU Wel-
come project, grant EVK1-CT-2001-00103.
References
[1] Owens P (2005): Conceptual models and budgets for sediment man-
agement at the river basin scale. J Soils Sediments 5, 201–212
[2] Foerstner U (2005): BMBF coordinated research project SEDYMO
(2002–2006) – Sediment dynamics and pollutant mobility in river ba-
sins. J Soils Sediments 5, 134–138
[3] Rulkens WH, Bruning H, Cuypers C, Grotenhuis JTC (2004): Model-
ing bioavailability of PAH in soil. In: Twardowska I (ed), Solid Waste:
Assessment, Monitoring and Remediation. Waste Management Series.
Elsevier, Amsterdam, pp 633–649
[4] Sabbah I, Ball WP, Young DF, Bouwer EJ (2005): Misinterpretations in
the modeling of contaminant desorption from environmental solids
when equilibrium conditions are not fully understood. Environ Eng
Sci 22, 350–366
[5] Lambert SM (1967): Functional relationship between sorption in soil
and chemical structure. J Agric Food Chem 15, 572
[6] Chiou CT, Peters LJ, Freed VH (1979): Physical concept of soil-water
equilibria for non-ionic organic-compounds. Science 206, 831–832
[7] Karickhoff SW, Brown DS, Scott TA (1979): Sorption of hydrophobic
pollutants on natural sediments. Water Res 13, 241–248
[8] Briggs GG (1981): Theoretical and experimental relationships between
soil adsorption, octanol-water partition-coefficients, water solubilities,
bioconcentration factors, and the parachor. J Agric Food Chem 29,
1050–1059
[9] Ditoro DM, Horzempa LM (1982): Reversible and resistant compo-
nents of PCB adsorption desorption – Isotherms. Environ Sci Technol
16, 594–602
[10] Accardi-Dey A, Gschwend PM (2003): Reinterpreting literature sorp-
tion data considering both absorption into organic carbon and adsorp-
tion onto black carbon. Environ Sci Technol 37, 99–106
[11] Xia GS, Pignatello JJ (2001): Detailed sorption isotherms of polar and
apolar compounds in a high-organic soil. Environ Sci Technol 35, 84–94
[12] Allen-King RM (2002): New modeling paradigms for the sorption of hy-
drophobic organic chemicals to heterogeneous carbonaceous matter in
soils, sediments, and rocks. Advances in Water Resources 25, 985–1016
Fig. 5: Dieldrin flux (J1) for HRT = 75 min. Lines are model fits for short
(J1 ∝ t –½) and long-term (J1 ∝ t–1) data
Sediments, Section 1 Desorption of Dieldrin
J Soils Sediments 8 (2) 2008 85
[13] Kan AT, Fu G, Hunter M, Chen W, Ward CH, Tomson MB (1998): Irre-
versible sorption of neutral hydrocarbons to sediments: Experimental
observations and model predictions. Environ Sci Technol 32, 892–902
[14] Hinz C (2001): Description of sorption data with isotherm equations.
Geoderma 99, 225–243
[15] Koelmans AA, Jonker MTO, Cornelissen G, Bucheli TD, Van Noort
PCM, Gustafsson O (2006): Black carbon: The reverse of its dark side.
Chemosphere 63, 365–377
[16] Saffron CM, Park JH, Dale BE, Voice TC (2006): Kinetics of contami-
nant desorption from soil: Comparison of model formulations using
the Akaike information criterion. Environ Sci Technol 40, 7662–7667
[17] Schwab K (2007): Large volume TENAX (R) extraction of the bio-
accessible fraction of sediment-associated organic compounds for a
subsequent effect-directed analysis. J Soils Sediments 7, 178–186
[18] Rahman M, Amiri F, Worch E (2003): Application of the mass transfer
model for describing non-equilibrium transport of HOCs through natu-
ral geosorbents. Water Res 37, 4673–4684
[19] Wu SC, Gschwend PM (1986): Sorption kinetics of hydrophobic or-
ganic-compounds to natural sediments and soils. Environ Sci Technol
20, 717–725
[20] Kleineidam S, Rugner H, Grathwohl P (1999): Impact of grain scale
heterogeneity on slow sorption kinetics. Environ Toxicol Chem 18,
1673–1678
[21] Van Beinum W, Beulke S, Brown CD (2006): Pesticide sorption and
desorption by lignin described by an intraparticle diffusion model.
Environ Sci Technol 40, 494–500
[22] Gamst J, Moldrup P, Rolston DE, Scow KM, Henriksen K, Komatsu T
(2004): Time-dependency of naphthalene sorption in soil: Simple rate-,
diffusion-, and isotherm-parameter-based models. Soil Sci 169, 342–354
[23] Werth CJ, Reinhard M (1997): Effects of temperature on trichloroeth-
ylene desorption from silica gel and natural sediments.1. Isotherms.
Environ Sci Technol 31, 689–696
[24] Johnson MD, Keinath TM, Weber WJ (2001): A distributed reactivity
model for sorption by sails and sediments. 14. Characterization and
modeling of phenanthrene desorption rates. Environ Sci Technol 35,
1688–1695
[25] Lin TF, Little JC, Nazaroff WW (1994): Transport and sorption of
volatile organic-compounds and water-vapor within dry soil grains.
Environ Sci Technol 28, 322–330
[26] Rugner H, Kleineidam S, Grathwohl P (1999): Long term sorption
kinetics of phenanthrene in aquifer materials. Environ Sci Technol 33,
1645–1651
[27] Li J, Werth CJ (2004): Slow desorption mechanisms of volatile organic
chemical mixtures in soil and sediment micropores. Environ Sci Technol
38, 440–448
[28] Buurman PP (1997): Laser grain-size determination in soil genetic stud-
ies.1. Practical problems. Soil Sci 162, 211–218
[29] Cornelissen G, vanNoort PCM, Govers HAJ (1997): Desorption kinetics
of chlorobenzenes, polycyclic aromatic hydrocarbons, and polychlorinated
biphenyls: Sediment extraction with Tenax(R) and effects of contact time
and solute hydrophobicity. Environ Toxicol Chem 16, 1351–1357
[30] Yeom IT, Ghosh MM, Cox CD, Ahn KH (1996): Dissolution of poly-
cyclic aromatic hydrocarbons from weathered contaminated soil. Wa-
ter Sci Technol 34, 335–342
[31] Carroll KM, Harkness MR, Bracco AA, Balcarcel RR (1994): Applica-
tion of a permeant polymer diffusional model to the desorption of
polychlorinated-biphenyls from Hudson River sediments. Environ Sci
Technol 28, 253–258
[32] Crank J (1975): The mathematics of diffusion. Clarendon, Oxford,
414 pp
Received: July 14th, 2007
Accepted: March 3rd, 2008
OnlineFirst: March 18th, 2008
J Soils Sediments 7 (3) 178–186 (2007)
Large Volume TENAX® Extraction of the Bioaccessible Fraction of Sediment-Associated
Organic Compounds for a Subsequent Effect-Directed Analysis
Katrin Schwab* and Werner Brack
UFZ, Helmholtz Centre for Environmental Research, Department of Effect-Directed Analysis, 04318 Leipzig, Germany
* Corresponding author  (katrin.schwab@ufz.de)
DOI: http://dx.doi.org/10.1065/jss2007.03.293
Please cite this paper as: Schwab K, Brack W (2007): Large
Volume TENAX® Extraction of the Bioaccessible Fraction of Sedi-
ment-Associated Organic Compounds for a Subsequent Effect-Di-
rected Analysis. J Soils Sediments 7 (4) 178–186
Abstract
Background, Aims and Scope. Effect-directed analysis (EDA) is a pow-
erful tool for the identification of key toxicants in complex environ-
mental samples. In most cases, EDA is based on total extraction of
organic contaminants, which may lead to an erroneous prioritisation
with regard to hazard and risk. Bioaccessibility-directed extraction aims
to discriminate between contaminants that take part in partitioning
between sediment and biota in a relevant time frame and those that are
enclosed in structures that do not allow rapid desorption. Standard
protocols of targeted extraction of the rapidly desorbing, and thus bio-
accessible, fraction using TENAX® are based only on small amounts of
sediment. In order to obtain sufficient extract for subsequent biotesting,
fractionation and structure elucidation, a large volume extraction tech-
nique needs to be developed applying one selected extraction time and
excluding toxic procedural blanks.
Methods. Desorption behaviour of sediment contaminants was deter-
mined by combining consecutive extraction of sediment using TENAX®
with a three-compartment desorption model. Time needed to remove the
rapidly desorbing fraction, trap, was calculated to select a fixed extraction
time for single extraction procedures. Up-scaling by about a factor of 125
provided a large volume extraction technique for EDA. Reproducibility
and comparability to the small volume approach were analysed. TENAX®
blanks and sediment extracts were tested for toxicity using Scenedesmus
vacuolatus and Artemia salina as test organisms.
Results and Discussion. Desorption kinetics showed that 12 to 30% of
sediment-associated pollutants were available for rapid desorption, while
70 to 90% of PAHs found in the sediment belong to the slowly and very
slowly desorbing pool with very limited bioavailability. trap is compound
dependent and covers a range of 2 to 18 h. A fixed extraction time of 24
h was selected as a time at which even the rapidly desorbing fraction of
big hydrophobic compounds should be fully desorbed. High reproduc-
ibility of the large volume approach and good agreement with the small
consecutive approach were found. Significant toxicity of procedural
TENAX® blanks was found with Scenedesmus vacuolatus, which is in
agreement with chemical analysis and could be reduced by pre-cleaning
of TENAX with Accelerated Solvent Extraction (ASE). Toxicity of
blanks prior to ASE-clean up was about three orders of magnitude be-
low the toxicity of sediment extracts.
Conclusions. For consideration of bioaccessibility in EDA, a large vol-
ume TENAX® extraction method was presented. Although several other
solid phases can be used to extract the bioaccessible fraction, TENAX®
has unique properties for depletive extraction of the rapidly desorbing
fraction from large amounts of sediment. Toxicity and chemical blanks
due to production residues are shortcomings of the method that can be
overcome by accurate pre-cleaning, e.g. with ASE.
Recommendations and Perspectives. Higher purity of TENAX® guar-
anteed by the manufacturers would significantly enhance the applica-
bility of the method. Using TENAX® instead of total extraction may
improve key toxicant prioritisation by considering exposure and effect
rather than effect only.
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